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Non-magnetic corrosion resistant high strength steels 

i?L« 5^1t!^ 0 T Pf, * S ? S <W) ' 05 Wel9ht % Mrbon ' °- 1 ' 0 we? 9 nt % sflic ™< 10.0-20.0 weight % manganese 
nftrtcen MLS ?T Um> % nicke, < 1 ".5 weight % molybdenum and 0 ^iTw^ight % ' 

compnses 0-0.2 weight % carbon, 0-1.0 weight % silicon, 10.0-20.0 weight % 
ZZTtTnU nZ k We,9h H chromium ' r °- 7 - 0 wafght % nickel, 1.S4.0 weight % molybdenum and 0 2-0 4 
wefght % nitrogen where nickel equ.valence/fchromium equivalence - L4) > 1.51 and nickel equivalence + 
chromium equ.valence > 35. Such steels may be used as drill collars in oil and gas drills eqU ' ValenCe * 



The claims were filed later than the filing date within the period prescribed by Rule 25P) of the Patents Rules 1995 
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Non-Magnetic Corrosion Resistant 
High Strength Steels 



This invention relates to non-magnetic corrosion resistant high 
strength steels. More especially, but not exclusively, the invention relates 
to steels suitable for use as non-magnetic components in directional drilling 
of oil and gas wells. 

When deep well drilling, long tubular drill collars are located at the 
lower ends of drill strings to provide weight and rigidity. Lengths of these 
collars are typically between 1 and 10 metres and their diameters are 
typically between 8.75 and 32.5cm. Each such collar includes a central, 
axial hole of diameter typically between 5.75 to 12.75 cm which allows 
drilling fluid to pass down the string to the well base. This fluid 
subsequently, returns to the surface outside the drill collar and string 
Threaded ends allow the collars to be secured to one another and to other 
components of the string. Dimensional and mechanical property 
requirements are laid down in API 7 Section 6. 

It is often desirable to include instruments near the bottom of the drill 
string to enable the angle and direction of drilling to be measured accurately. 
The proximity of a large ferromagnetic mass is such instruments is clearly 
undesirable. When instruments are to be emp.oyed, low alloy steels 
conventionally used for the manufacture of drill collars have been replaced 



previously as replacement steels. be 
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which produces auto-recrystallisation. 



Steels A and B therefore provided the required yield strength, but 
at the expense of other desired properties. 

Of the desired properties, low magnetic permeability is paramount 
and the alloying ba.ance must be such that the structure is both free from 
delta ferrite and will not be destabilised by deformation. A number of 
methods have been proposed by which the structure of a steel may be 
predated from its composition. These all involved separating the elements 
•nto those which act similar«y to chromium and those similarly to nickel 
Each was allocated an equivalence factor and by means of these the total 
chromium equivalence and nickel equivalence are calculated. The interceptor 
of these two values on a diagram is reported to show structure including 
some indication of the proportions of phases in a multi-phase case The 
d.agrams are used with some success within certain composition ranges but 
have proved less successful elsewhere. One obvious inaccuracy is that the 
same equivalence values are used whether austenite-ferrite boundaries or 
austen.te martensite boundaries are being predicted, which cannot be the 
case. 



A hazard with all steals used in drill strings is galling a, the threaded 
,o,nts. Such joints mu s, be made at high torques to minimise stress 
concentration in service and provide effective seals a. mating shoulders. ,„ 
ft- context, galling may be described as localised friction-weiding of 
surfaces moving relative to one another under pressure. Galling can prevent 
successful jointing of components and/or prevent release of the join, 
between components after use. The damage caused on thread end shoulder 
surfaces (production o, cavities and meta, build up, can render them 
unstable for further use and, although some re-threeding can be achieved 
the „ves of the components are shortened. Aus.eni.ic stainless s.eels are 
especially prone ,o geiling and, although compositions A and B are superior 



+ ; rt n a i qno series stainless steels, improved 



C. This composition is now widely used. 

• .hazard is that of corrosion. Drilling fluids used are 
A further service hazara is xn«j i u . 

can cause corrosron problems. ^ ^ 

„eu.ra, so *a. hydrogen sva,ua«,onoanno. b eac P 

cygen w»l 

producing the hydroxyl ion. Thu *= — ^ ^ 

co „„ol*era«=.corros,onposs W^e^ se ^ ^ 

,enera, charges in dimension are small and tolerable. 

Corrosion o, stainless steeis in more Valine solutions does no, 

chlorides and bromides, thrs rom „, than for a low alloy steel in 

■ pte -. Although , ota, corrosion raters slower than. or I w 

*. same environment, the local penetration can be * J*- 

w i,hin the con f ,nes o, , |ke , y with highe , contents 

tt initiate and propagate- probe rty ^ ^ ^ ^ 

„ oh ,oride end,or bromrde and • - ^ ^ 

temperatures as can apply downhole. Thus ">™ 

, his has rarely been of consequence, the prts berng 



occurring in large sections. 
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Localised corrosion can be of more consequence in the non- 
magnetic steel casings used to contain the sophisticated electronic 
measuring devices used when drilling. The internal geometry within these 
devices can be complex and involve functional crevices and also changes in 
section, which can retain deposits, producing crevices. In these elaborate 
devices, localised corrosion is less tolerable than for the relatively simple 
collars. Furthermore, there can be a mixture of metals in electronic contact 
which can exacerbate conditions by galvanic effects. Thus there is need for 
a steel of enhanced resistance to localised corrosion which exhibits the other 
desired properties mentioned previously, these being high strength, low 
magnetic permeability, structural stability and anti galling properties. 

None of the previously discussed steels provide all these desired 
properties. 



The invention sets out to provide such a steel which does have all 
of these desired properties. 

According to the present invention in one aspect, there is provided a non- 
magnetic corrosion resistant high strength steel whose composition by 
weight % includes:- 

Carbon, U p to 0.05% 

Silicon, up to 1.0% 

Manganese, f ro m 10.0 to 20.0% 

Chromium, f r0 m 13.5 to 18.0% 

Nickel, from 1.0 to 4.0% 

Molybdenum, f r0 m 1.5 to 3.5% 

Nitrogen, f r0 m 0.2 to 0.4% 



'0 
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In another aspect, the invention provides a non-magnetic corrosion 
and galling resistant high strength steels whose composition by we.ght 
includes 

l. up to 0.2% 

Carbon u ^ w 

up to 1 .0% 
Silicon UH . 

Manganese from 10.0 to 20.0% 

Chromium from 13.5 to 18.0% 

Nickel from 1.0 to 7.0% 

Molybdenum from 1 .5 to 4.0%; and 

Nitrogen from 0.2 to 0.4%, 

the composition satisfying the formulae:- 

C) NjcJssl ™V "valence 

Chromium equivalence minus 14 



> 1.51 



and 



Nickel equivalence + chromium equivalence >35 



A preferred composition by weight % of steels in accordance with 
the invention is carbon up to 0.55%, silicon up to 1%. manganese 12 to 
16%. chromium 14 to 16%, nickel 1.0 to 5%. molybdenum 1.7 to 3.0 k 
and nitrogen, 0.2 to 0.40%. balance iron and incidental impunt.es. 

A further more limited composition by weight % is carbon up to 
0 035%, silicon up to 0.5%, manganese 13 to 15.0%, chromium 15 to 
16%, nickel 2.0 to 2.75%, molybdenum 2.0 to 2.5% and nitrogen 0.30 to 
0.40%, balance iron and incidental impurities. 

Preferably, the balance of the composition conforms with the 

following equation:- 

Mt eq uivalence > 1 - 51 

Cr equivalence - 1 4 



when Cr equivalence = % Cr + , 5% g + %Mq + Q u% ^ 
and 

Ni equivalence = o /oNi + 300/oC + 2Q% N 

Additionally, the balance of the composition may conform with the 
following equations : 

Cr equivalence = Cr + 1.5% Si + % Mo + 0.12% Mn 
and 

Ni equivalence = %Ni + 30% C + 20% IS| 
and 

Ni equivalence + Cr equivalence > 35. 

where Cr equivalence = % Cr + 1.5% Si + %Mo; and 

Ni equivalence = % Ni + 0.5% Mn + 30% C + 30% N. 

In another aspect, the invention provides a non-magnetic 
component for use in directional drilling produced from a nigh strength 
corrosion resistant steel of composition as specified in any one of the 
preceding four paragraphs. The component may be a drill collar. 

It is well known than an essential component of a stainless steel is 
chromium, at least 12% by weight in solid solution being generally deemed 
to be desirable. For the type of corrosion in question (caused by dissolved 
hal.de salts), increasing the content of chromium above this value 
progressively improves resistance to corrosion initiation and its rate of 
propagation. A number of other elements can complement the beneficial 
effect of chromium, notably molybdenum. Both chromium and molybdenum 
however, promote the formation of magnetic delta ferrite phase which 
cannot be tolerated for the particular use under consideration. To prevent 
the presence of this ferrite phase, there must be present in sufficient 
amounts elements which suppress its formation, notably carbon, nickel and 
n.trogen. The tolerable content of carbon is very low because the presence 
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that the various factors used will necessarily apply to other alloy mixes other 
than the range relevant to this invention. 

Applicants has established that an excellent downhole property 
balance is achieved with high strength corrosion resistant steels having the 
following composition by weight:- 

Carbon Up to 0.05% 

Silicon Up to 1.0% 

Manganese 10 to 20% 

Chromium 13.5 to 18% 



Nickel 



1.0 to 7.0% 



Molybdenum 1 .0 to 4.0% 

Nitrogen o.2 to 0.4% 

In addition, it is preferred thatthe balance of composition conforms 
with the following:- 

With Nickel enuivalen^ ^ 1-5 -| 

Chromium equivalence minus 14 

Where chromium equivalence =% chromium + 1.5 x % silicon + 
% molybdenum + 0. 1 2 x % manganese and nickel equivalence = % nickel 
+ 30 x % carbon + 20 x % nitrogen and also with nickel equivalence + 
chromium equivalence > 35. 

Where chromium equivalence = % chromium + 1 .5 x % silicon + 
% molybdenum and nickel equivalence = % nickel + 0.5 x % carbon + 30 
% nitrogen. 



All the above values are percentages by weight with the balance 
essentially iron. It is to be understood that the elements normally 
mcidentally present in austenitic stainless steels may be present within the 
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Hnft. set for such steels in BS970 Parti, 
compositions are as follows. 



Carbon 

Silicon 

Manganese 

Chromium 

Nickel 

Molybdenum 
Nitrogen 



.05% maximum 
1 .0% maximum 
12.0 to 16.0% 
14.0 to 16.0% 
1 .0 to 5.0% 
1.7 to 3.0% 
.20 to .40% 



Preferred and more preferred 

jywp Preferred 

.035% maximum 
.50% 

13.0 to 15.0% 
15.0 to 16.0% 
2.0 to 2.75% 
2.0 to 2.5% 
.30 to .40% 



H is to be understood that the elements normally present as 

. „ ho nresent in the quantities normally 
incidentals in stainless steels may also be present 

accepted in international standards. 

One example o, a sue, composition in accordance witn the 
invention is: 



C 

0.031 



Si 

0.50 



Mn 
14.86 



Cr Ni 
15.06 2.46 



Mo 
2.02 



N 

0.30 



TN. stee, was .orged to lorm 10 metre iengtn bars „ 1 80 mm and 
accordance with API 7 Section 6 were: 



0.2% Proof Stress 
U.T.S. 
Elongation 
Reduction of Area 
Charpy *V (20°) 



118.9 ksi ( MPa) 
139.9 KS1 (MPa) 
37% 
68% 

156, 164, 167 Joules 
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Magnetic permeability was 1 .002 and uniformity of this property 
was confirmed by measuring the changing magnetic flux along the bar when 
subjected to a magnetic force of 200 oersteds. Maximum deviation was 
found to be less than 0.05 micro tesla over the whole bar length. 

Resistance to galling was demonstrated by use of the button-on- 
block technique described in ASTM G98. This involves rotating separate 
cylindrical samples under pressure on blocks of similar material. Increasing 
pressures being used until galling is seen. Results are compared with those 
for steels A to B and C in Table 1 below. 

TABLE 1 



Pressure, ksi 


Steel A 


Steel B 


3.5 




Not galled 


6.5 




Not galled 


9.5 




Not galled 


10 


Not Galled 


Galled 


12 


Not Galled 


Galled 


14 


Not Galled 


Galled 


15 


Not galled 




17.5 


Not galled 




20 


Galled 





Steel C 



25 
30 
32.5 
35 

36.25 
37.5 
40 
42.5 



Not galled 
Not galled 
Not galled 
Not galled 
Not galled 
Galled 
Galled 



Steel of the 
present 
Invention 



Not galled 
Not galled 
Not galled 
Not galled 
Not galled 
Not galled 
Not galled 
Not galled 
Not galled 
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„ will be seen from this Table thet steel B Belled et sround 10 W. steel 
A at around 20 ksi end steel C at around 36.2B. The steel sample ,n 
accordanoe with the invention had not galled at the highest recorded 
pressure, namely 42.5 ksi. 

Corrosion resistance was demonstrated by two accelerated laboratory 
tests The corrodent chosen was a 20% solution of sodium chlor.de at 
50°C open to atmosphere. The test sample was a small cylinder and th.s 
was embedded in a layer of fine sand to simulate severe crevice cond.fons. 
The sample was connected via an ammeter to an electrode either of copper 
or of type 304 stainless steel; the electrode surface area was 150 sq cms. 
The current flow provided an indication of the corrosion occurring. To 
accelerate the test there was an initial period when the test sample was 
polarised anodically at a high current to ensure that corrosion had started 
and was proceeding at a high rate. After stopping polarisation, the current 
flow was monitored until a steady value was obtained and this was noted. 
Values for static and flowing solutions were taken. These are tabulated .„ 
Table 2 below:- 

TABLE 2 



Steel A 

Steel C 

Steel of the 

present 

invention 



Copper Electrode 



Static 
mA 
4.9 
4.4 

0.33 



Flowing 

mA 
6.4 
6.8 

0.15 



304 Electrode 
Static Rowing 
mA mA 

2.1 2.7 

2.2 3.4 



0.50 



0.79 



The test with the stainless steel electrode simulated severe crev.ce 
conditions and that with the copper electrode the added effect of galvan.c 
stimulation. It will be seen from Table 2 that the steel sample of the present 
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invention exhibited substantially enhanced corrosion resistance. 

The tests conducted demonstrated that steels in accordance with the 
present invention exhibit a property balance for strength, magnetic 
permeability, galling resistance and corrosion resistance superior in every 
respect to presently available high strength corrosion resistant steels. 

It will be appreciated that the foregoing is merely exemplary of non- 
magnetic corrosion resistant high strength steels and non-magnetic 
components produced therefrom in accordance with the invention and that 
various modifications can be made thereto without departing from the true 
scope of the invention. 
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CLAIMS 

1 . A non-magnetic corrosion resistant high strength steel whose composi- 
tion by weight % includes:- 

Carbon, up to 0.05% 

Silicon, UP to 1 .0% 

Manganese, from 10.0 to 20.0% 

Chromium, from 13.5 to 18.0% 

Nickel, from 1.0 to 4.0% 

Molybdenum, from 1.5 to 3.5% 
Nitrogen, from 0.2 to 0.4% 

2. A non-magnetic corrosion and galling resistant high strength steel 
whose composition by weight includes 

Carbon up to 0.2% 

Silicon up to 1 .0% 

Manganese from 1 0.0 to 20.0% 

Chromium from 13.5 to 18.0% 

Nickel from 1 .0 to 7.0% 

Molybdenum from 1 .5 to 4.0%; and 

Nitrogen from 0.2 to 0.4%, 
the composition satisfying the formulae:- 

(i) Minkpl eq uivalence >1.51 
Chromium equivalence minus 14 

and 

(ii) Nickel equivalence + chromium equivalence > 35 

3. A steel as claimed in claim 1 or claim 2 whose composition by weight 
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A . carbon up ,o 0.55%, silicon up t0 1% manganese ^ ^ 
chromium ,4 ,o ,6%. nickel , . 0 10 5% , molybdenum ^ 3 Q% ^ 
mtrogen, 0.2 ,o 0.40%, balance iron and incidental impurities. 

4. A stee, as claimed in oiaim , or claim 2 whose composition by weigh, 
* - carbon up to 0.035%. silicon up to 0.5%. manganese ,3 ,o 
5.0^ chromium 15 ,o ,6%. nickel 2.0 to 2.75%. molybdenum 2 0 
to 2.5/0 and nitrogen 0.30 to 0 40% h a i=>^ - 
impurities. ***** and mddenta ' 

5- A stee. as claimed in any one of claims 1 to 4 wherein the ba,ance of 
the composition conforms with the following equation:- 
Ni eouivalpn^o > 1 51 

Cr equivalence - 14 

when Cr equivalence = %Cr + 1 5% q: j. o/ka 

/°<-r + i. ox) Si + %Mo + 0.12% Mn 

and 

Ni equivalence = %Ni + 30%C + 20% N 

6. A steel as claimed in Cairn 5 wherein the baiance o, the composition 
conforms with the following equations : 



Cr equivalence = Cr + 1.5% Si + % Mo + 0.12% 



and 



Mn 



Ni equivalence = %Ni + 30% C + 20% N 
and 

Ni equivalence + Cr equivalence > 35. 

where Cr equivalence = % C r + 1.5% Si + %M o; and 

Ni equivalence = % Ni + 0.5% Mn + 30% C + 30% N. 

A non-magnetic component for use in directional dri,.ing produced from 
a h,gh strength corrosion resistant stee. of composition as claimed in 
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any one of claims 1 to 6. 

A drill collar produced from a high strength corrosion resistant corrosion 
resistant steel as claimed in any one of claims 1 to 6. 

A non-magnetic corrosion resistant steel substantially as herein 
described. 
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